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Supplementary Figures and Tables
. SEM images of the electrospun nanofibers using different dosages of raw materials: a) 3 mmol, b) 4 mmol, c) 5 mmol of Fe(CH 3 COO) 2 , NaH 2 PO 4 , and NaF.
The as-spun nanofibers are smooth and continuous, and are interlinked into a threedimensional network. As the molar amount of the raw materials increases from 3 to 5 mmol, the diameters of the obtained nanofibers gradually increase. A low annealing temperature of 500 °C leads to a reticular morphology interlinked by smooth nanofibers; while a high temperature of 700 °C results in rough nanofibers caused by the growth and aggregation of Na 2 FePO 4 F particles (high calcination temperature increases the surface energy of Na 2 FePO 4 F nuclei). The tiny weight loss observed until 300 °C is caused by the evaporation of adsorbed water.
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This means that the composites are stable in air up to 300 °C. The fast weight loss from 300 to 430 °C is attributed to the carbon combustion (C + O 2 → CO 2 ↑). According to the Gaussian fitting, [2, 3] the two broad Raman peaks of each sample can be deconvoluted into four peaks, of which the two peaks located at ∼1335 and ∼1610 cm -1 are ascribed to the sp 2 -type D band and G band, respectively, the other two at ∼1140 and ∼1520 cm -1 correspond to the sp 3 -type carbon. Therefore, the intensity ratios of D band to G band (I D /I G ) are 1.17, 1.15, and 1.11 for L-NaFePO 4 @C, NaFePO 4 @C, and H-NaFePO 4 @C, respectively. This implies the amorphous structure of the carbon nanofibers with abundant defects and vacancies, [4] offering more open channels for Na + diffusion.
The integrated area ratio of sp 3 carbon to sp 2 carbon (A sp3 /A sp2 ) also provides useful information on the nature of carbon nanofibers. Based on the fitting results, the A sp3 /A sp2 values are 40.8%, 37.7%, and 32.1% for L-NaFePO 4 @C, NaFePO 4 @C, and H-NaFePO 4 @C, respectively, indicating a high proportion of the sp 2 -type carbon. This is beneficial for the high electronic conductivity. The Nyquist plots in Figure S11a are composed of a depressed semicircle from high to medium frequency followed by a slope line in the low frequency region. Where the former is related to the charge-transfer resistance (R ct ) at the electrode/electrolyte interfaces, the latter refers to the Warburg impedance (Z w ) associated with Na + diffusion in the electrodes. [6, 7] Based on the simulation results, the R ct value of Na 2 FePO 4 F@C (210 Ω) is much smaller than that of H-Na 2 FePO 4 F@C (331 Ω). Considering the same loading density (2.5 mg cm -2 ) and size (φ10 mm round slice) of the two electrodes, the mass normalized impedances are 107 Ω mg -1 for Na 2 FePO 4 F@C and 169 Ω mg -1 for H-Na 2 FePO 4 F@C, respectively.
In addition, the apparent diffusion coefficient of Na + (D Na ) can be estimated from the low frequency region according to the following equation (S1): 
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Figure S15. a) Galvanostatic charge/discharge profiles and b) cycling performance of the pure carbon nanofibers anode measured at a current density of 100 mA g -1 in the potential window of 0.01-2.0 V vs. Na + /Na.
